General remark
All reagents were purchased from commercial suppliers and used without further purification. Flash chromatography was carried out with silica gel (200-300 mesh). Analytical TLC was performed with silica gel GF254 plates. And the products were visualized by UV detection. 1 H NMR and 13 C NMR (400 MHz and 150 MHz, 100 MHz, respectively) spectra were recorded in CDCl 3 or DMSO. Chemical shifts ( ) are reported in ppm using TMS as internal standard and spin-spin coupling constants (J) are given in Hz. The high resolution mass spectra (HRMS) were measured on a Bruker Daltonics APEX 47e spectrometer by ESI.
Experimental procedures:
General procedure for preparation of 4a-4d [2] : HMPA,rt
4a-4d
To a dry, stir bar-equipped scintillation vial were added 0.453 g of 2-nitrobenzaldehyde (3.0 mmol), 0.585 g of NaN 3 (9.0 mmol), and 9.0 mL of HMPA. The reaction was stirred overnight at room temperature, then was taken up in diethyl ether (100 mL) and washed with water (5 × 50 mL). The organic layer was dried over Na 2 SO 4 and filtered. The filtrate was concentrated in vacuo. Purification with MPLC afforded the 2-azidobenzaldehyde (4a) (90 %).
General procedure for preparation of 6a-6j: 2-chloro-N-phenylacetamide (5a): To a stirred solution of aniline (9.3 g, 0.1 mol) in acetone (70 mL) at 0 was added freshly powdered potassium carbonate (11 g, 0.08 mol). After stirring the mixture for 30 min at 0 , chloroacetyl chloride (11.2 g, 0.1 mol) was added dropwise with vigorous stirring. The mixture was allowed to slowly reach to r.t. and continued to stir for 3 h. The mixture was poured into 200 mL water and filtered to give the desired products, yield: 85%. 6a: A solution of 5a (361 mg, 1 mmol) in dry toluene (50 mL) was heated 30 h at reflux. The mixture was filtered and washed with toluene to get a white solid, yeild: 80%.
General procedure for preparation of 1a-1p [1] : 2.35 g (5.44 mmol) of phosphonium salt (6a), and 0.995 g (8.16 mmol) of 4-(dimethylamino)pyridine in 35 mL of chloroform was stirred at room temperature for 4 h and then heated to reflux for 4 h. The resulting orange solution was cooled to room temperature and partitioned between 200 mL of CH 2 C1 2 and 200 mL of 1 M aqueous NaHS0 4 . The organic layer was washed with brine, filtered through cotton, and concentrated in vacuo to provide a viscous yellow oil (1a). Purification by flash chromatography (hexane : acetate 5:1), yield: 75%.
General procedure for Photochemical Reaction:
A solution 1a (128 mg, 0.5 mmol) in a mixture of dry benzene (54 mL) and dry dichloromethane (6 mL) was bubbled with oxygen for ten minutes and irradiated at 280 nm with a medium-pressure mercury lamp (500 W) in three 25 mL Pyrex flasks at ambient temperature. The progress of reaction was monitored by TLC at regular intervals. After the solvent was removed under reduced pressure, the residue was separated by silica gel column chromatography eluated by hexane : acetate 5:1(v/v) to get the product 3a.
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